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ORGANOPOLYSILOXANE PREPOLYMER
AND A CURABLE ORGANOPOLYSILOXANLE
COMPOSITION COMPRISING THE SAME

TECHNICAL FIELD

The present invention relates to an organopolysiloxane
prepolymer and a curable organopolysiloxane composition
comprising the same, particularly used as an encapsulant 1n
light emitting diode (LED) devices.

BACKGROUND

An encapsulant 1s usually used 1n light emitting materials,
for example LEDs for encasing the light emitting elements,
for example a diode which connects with chips. During the
operation of manufacturing LEDs, especially dry reflow, a

rapid rise 1n temperature occurs, subjecting the encapsulant
to thermal shock. In addition, when the LED 1s turned on and
ofl repeatedly, the encapsulant 1s exposed to temperature
cycles. In addition to normal use, LEDs are also exposed to
environmental changes in temperature and humidity, as well
as subject to physical shocks. Therefore, optimal perfor-
mance of the encapsulant for LEDs 1s required.

Previously, epoxy resins were used as encapsulant for

LEDs since they show good mechanical properties. How-
ever, epoxy resins easily show yellowing under UV/thermal
condition. Silicone maternials were further developed for
replacing epoxy resins as the encapsulant in LED:s.

For example, JP 2005068268 A discloses a curable com-

position for optical materials, comprising:

an organopolysiloxane having an alkenyl group and a
phenyl group;

an 1socyanurate compound having an alkenyl group;

an organohydrogensiloxane having at least four SiH
bonds 1n one molecule;

an organosiloxane having a phenyl group and two or three
SiH bonds 1n one molecule; and

a hydrosilylation catalyst.

JP 2010100758 A disclose a silicone composition com-

prising;:

(A) a compound having two or more S1—H groups 1n the
molecule;

(B) a prepolymer having two or more carbon-carbon
double bonds; and

(C) a hydrosilylation catalyst.

JP 2009270101 A discloses a silicone composition com-

prising:

(A) a polyorganosiloxane having more than two alkenyl
groupSs;

(B) a polyorganohydrogensiloxane containing reaction
product of organosiloxane oligomer having more than
two SiH groups with 1socyanurate having at least one
alkenyl group,

(C) hydrosilylation catalyst and/or radical initiator.

In addition, WO 2011007789 A discloses a silicone com-

position comprising:

(A) an organic compound having a number-average
molecular weight of 10,000 or lower and having, per
molecule, at least two carbon-carbon double bonds
reactive with an SiH group,

(B) a polysiloxane compound which contains at least two
S1H groups per molecule,

(C) a hydrosilylation catalyst, and

(D) a silicone compound which has a structure repre-
sented by the general formula RlﬂSiO@_H),Z.
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Silicone compositions generally show better heat stability
and light stability than those of epoxy resins. However, the
mechanical properties of silicone materials are usually weak
and thus these materials tend to crack and delaminate when
used as the encapsulant in LED devices, such as LED cups.

There 1s a need for silicone materials, which have both,
good thermal resistance and good mechanical properties for
LED application.

SUMMARY OF THE INVENTION

One aspect of the present invention 1s an organopolysi-
loxane prepolymer, being a reaction product of reactants
comprising;

(a) a cyclic 1socyanurate having two or more ethylenically

unsaturated double bonds which 1s represented by
formula (1)

(1)

O
R )‘l\ Ry,
\N N./'
O)\T/KO

R3

wherein

R', R? and R® independently from each other represent an
alkyl group having from 1 to 20 carbon atoms, an
aromatic group having from 6 to 20 carbon atoms, a
monovalent organic group represented by —(CH,), .
—X or—(CH,),—0—(CH,)_—Y, in which m 1s from
Oto3,pisfrom Oto 3, qi1sfrom Oto 3, X and Y are
selected from the group consisting of an alkenyl group

having from 2 to 20 carbon atoms, an epoxy group

having from 2 to 20 carbon atoms, and an trialkoxysilyl
group having from 1 to 20 carbon atoms independently
for each alkoxy group, and at least two of R', R* and

R contain an ethylenically unsaturated double bond,

(b) a linear organohydrogensiloxane having at least one
hydrogen atom directly bonded to a silicon atom 1n one
molecule, represented by the average compositional

formula (2):

b. R*R’RSi05),(RRSiO; 1) (2),

wherein

at least one of R* to R® is a hydrogen atom directly bonded
to a silicon atom, at least one of R* to R® is an aromatic
group having from 6 to 20 carbon atoms, the others of
R* to R® independently from each other represent an
alkyl group having from 1 to 20 carbon atoms or an
alkoxy group having from 1 to 20 carbon atoms, a is
from 0.1 t0 0.9, b 1s from 0.1 to 0.9, and the sum of a+b
1s 1; and

(¢) a hydrosilylation catalyst (1),

wherein the molar ratio of the ethylenically unsaturated
double bonds contained 1n component (a) to the hydro-
gen atom directly bonded to a silicon atom contained 1n
component (b) 1s from 2.2 to 3.0.
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Another aspect 1s a curable organopolysiloxane compo-
sition, comprising:
(a) the organopolysiloxane prepolymer according to the
present 1vention,
(b) an organopolysiloxane comprising at least two ethyl-
cenically unsaturated double bonds 1n one molecule
represented by the average compositional formula (3):

1. (RPRYRMSiO; 5)c(R¥Si05,,)d(Si0,5)e (3),

wherein

at least one of R” to R'? is an alkenyl group having from
2 to 20 carbon atoms, at least one of R” to R'* is an
aromatic group having from 6 to 20 carbon atoms, the
others of R” to R'* independently from each other
represent an alkyl group having from 1 to 20 carbon
atoms or an alkoxy group having from 1 to 20 carbon
atoms, from 15 to 65 mol % of R’ to R'* in one
molecule of the organopolysiloxane are an aromatic
group having from 6 to 20 carbon atoms, from 1 to 50
mol % of R” to R'* in one molecule of the organop-
olysiloxane are an alkenyl group having from 2 to 20
carbon atoms, and the total mol % of R” to R*# in one
molecule of the organopolysiloxane 1s 100 mol %,

c 1s from 0.1 t0 0.8, d 1s from 0.2 t0 0.9, e 1s from 0 to 0.2,
and the sum of c+d+e 1s 1,

(¢) a branched polyorganohydrogensiloxane having 1 to 3
hydrogen atoms directly bonded to a silicon atom 1n
one molecule represented by the average compositional

formula (4):

2. (RPRMRPSIO, )f(R'810;,,)g(Si0,0)h (4),

wherein

at least one of R"® to R'® is a hydrogen atom directly
bonded to a silicon atom, at least one of R'® to R*° is
an aromatic group having from 6 to 20 carbon atoms,
the others of R'® to R'® independently from each other
represent an alkyl group having from 1 to 20 carbon
atoms or an alkoxy group having from 1 to 20 carbon
atoms,

f1s from 0.1 to 0.8, g 1s from 0.2 to 0.9, h 1s from 0 to 0.5,
and the sum of f+g+h 1s 1;

(d) a linear organohydrogensiloxane having at least one
hydrogen atom directly bonded to a silicon atom 1n one

molecule, represented by the average compositional
formula (3):

a. (R"R¥RYSi0,,,),(R*"R*'Si0,),), (5),

wherein

at least one of R'” to R*' is a hydrogen atom directly
bonded a silicon atom, at least one of R'’ to R*! is an
aromatic group having from 6 to 20 carbon atoms, the
others of R'” to R*' independently from each other
represent an alkyl group having from 1 to 20 carbon
atoms or an alkoxy group having from 1 to 20 carbon
atoms,

11s from 0.1 t0 0.9, 7 1s from 0.1 to 0.9, and the sum of 1+

1s 1, and

(¢) a hydrosilylation catalyst (II).

Yet another aspect 1s a cured product of the curable
organopolysiloxane composition according to the present
invention.

Yet another aspect 1s the use of the cured product accord-
ing to the present imvention as an encapsulant for light
emitting materials.

Yet another aspect 1s the use of the organopolysiloxane
prepolymer according to the present invention, the curable
organopolysiloxane composition according to the present
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invention, or the cured product according to the present
invention in the manufacturing of optical devices.

Other features and aspects of the subject matter are set
forth 1n greater detail below.

DETAILED DESCRIPTION

It 1s to be understood by one of ordinary skill in the art that
the present discussion 1s a description of exemplary embodi-
ments only, and 1s not itended as limiting the broader
aspects of the present mnvention.

The Organopolysiloxane Prepolymer
In one aspect, the present disclosure 1s generally directed

to an organopolysiloxane prepolymer, being a reaction prod-
uct of reactants comprising:
(a) a cyclic 1socyanurate having two or more ethylenically
unsaturated double bonds which 1s represented by
formula (1)

(1)

0O
R )‘I\ Ry,
N~ o
o)\r‘q)\o

R3

wherein

R', R* and R’ independently from each other represent an
alkyl group having from 1 to 20 carbon atoms, an
aromatic group having from 6 to 20 carbon atoms, a
monovalent organic group represented by —(CH,)
—X or—(CH,),—0O—(CH,)_—Y, in which m 1s from
Oto3,pisfrom Oto 3, qi1sfrom Oto 3, X and Y are
selected from the group consisting of an alkenyl group

having from 2 to 20 carbon atoms, an epoxy group

having from 2 to 20 carbon atoms, and an trialkoxysilyl
group having from 1 to 20 carbon atoms independently
for each alkoxy group, and at least two of R, R* and
R contain an ethylenically unsaturated double bond,

(b) a linear organohydrogensiloxane having at least one
hydrogen atom directly bonded to a silicon atom in one
molecule, represented by the average compositional

formula (2):

b.(R'R'RSI0 11),(R'RSi0,)), (2),

wherein

at least one of R* to R® is a hydrogen atom directly bonded
to a silicon atom, at least one of R* to R® is an aromatic
group having from 6 to 20 carbon atoms, the others of
R* to R® independently from each other represent an
alkyl group having from 1 to 20 carbon atoms or an
alkoxy group having from 1 to 20 carbon atoms, a is
from 0.1 t0 0.9, b 1s from 0.1 to 0.9, and the sum of a+b
1s 1; and

(¢) a hydrosilylation catalyst (1),

wherein the molar ratio of the ethylenically unsaturated
double bonds contained 1n component (a) to the hydro-
gen atom directly bonded to a silicon atom contained 1n
component (b) 1s from 2.2 to 3.0.

As used herein, “an alkyl group having from 1 to 20

carbon atoms™ refers to a linear or branched moiety con-
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taining only single bonds between carbon atoms in the
moiety and including, for example, C,-C .-, C,-C,,-,
C,-C,5-, C,-Cq-, C,-Ce,- or C,-C,-alkyl. Examples thereof
are methyl, ethyl, propyl, 1sopropyl, n-butyl, sec-butyl,
1sobutyl, tert-butyl, pentyl, hexyl, heptyl, 2.,4,4-trimethyl-
pentyl, 2-ethylhexyl, octyl, nonyl, decyl, undecyl, dodecyl,
hexadecyl, octadecyl and eicosyl.

As used herein, “an alkenyl group having from 2 to 20
carbon atoms” refers to a straight or branched chain hydro-
carbon having from two to twenty carbon atoms, with at
least one unsaturation, and 1ncluding, for example, C,-C, «-,
C,-C,,-, C,-C, -, C,-Cq-, C,-Ci- or C,-C,-alkenyl. Typical
alkenyl groups having from 2 to 20 carbon atoms are groups
such as vinyl, allyl, 1-propen-2-yl, 1-buten-4-vyl, 2-buten-4-
yl and 1-penten-5-yl.

As used herein, “an alkoxy group having from 1 to 20
carbon atoms” refers to the group —O—R where R 1s an
alkyl having from 1 to 20 carbon atoms as defined above.

As used herein, “an aromatic group having from 6 to 20
carbon atoms” refers to an unsaturated aromatic carbocyclic
group of from 6 to 20 carbon atoms having a single ring
(e.g., phenyl) or multiple condensed (fused) rings, wherein
at least one ring 1s aromatic (e.g., naphthyl, dihydrophenan-
threnyl, fluorenyl, or anthryl). Preferred aromatic groups
include phenyl, naphthyl and the like.

As used herein, the above groups may be further substi-
tuted or unsubstituted. When substituted, hydrogen atoms on
the groups are replaced by substituent group(s) that i1s(are)
one or more group(s) independently selected from alkyl,
alkenyl, alkynyl, cycloalkyl, cycloalkenyl, cycloalkynyl,
aryl, heteroaryl, heteroalicyclyl, aralkyl, heteroaralkyl, (het-
croalicyclyl)alkyl, hydroxy, protected hydroxyl, alkoxy, ary-
loxy, acyl, ester, mercapto, alkylthio, arylthio, cyano, halo-
gen, carbonyl, thiocarbonyl, O-carbamyl, N-carbamyl,
O-thiocarbamyl, N-thiocarbamyl, C-amido, N-amido, S-sul-
fonamido, N-sulfonamido, C-carboxy, protected C-carboxy,
O-carboxy, 1socyanato, thiocyanato, isothiocyanato, nitro,
silyl, sulifenyl, sulfinyl, sulfonyl, haloalkyl, haloalkoxy, tri-
halomethanesulfonyl, trihalomethanesulionamido, and
amino, including mono- and di-substituted amino groups,
and the protected derivatives thereof. In case that an aryl 1s
substituted, substituents on an aryl group may form a
non-aromatic ring fused to the aryl group, including a
cycloalkyl, cycloalkenyl, cycloalkynyl, and heterocyclyl.

As used herein, the structures of the average composi-
tional formulae (2) to (5) represent that each of the reactants
and components can be i1dentified with reference to certain
units contained in a siloxane structure. These units have
been designated as M, D, T and/or QQ units, which represent,
respectively, units with the empirical formulae R“R’R°
Si0, ,,, R?R°Si0,,,, R’Si0,,, and SO,,,. The letter designa-
tions M, D, T or Q refer respectively, to the fact that the unait
1s monofunctional, difunctional, trifunctional or tetratunc-
tional. The units of M, D, T and Q are arranged randomly or
in blocks. For example, blocks of units of M, D, T and Q
may follow one another, but the individual units may also be
linked 1n random distribution, depending upon the polyor-
ganosiloxane used during preparation.

Reactant (a)

In the present mvention, reactant (a) 1s a cyclic 1socya-
nurate having two or more ethylenically unsaturated double
bonds, which 1s represented by formula (1).

In the reactant (a), R, R* and R” independently from each
other represent an alkyl group having from 1 to 20, prefer-
ably 1 to 12, more preferably 1 to 6 carbon atoms, an
aromatic group having from 6 to 20, preferably 6 to 12
carbon atoms, a monovalent organic group represented by
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—(CH,),—X or —(CH,),—0—CH,)_—Y, in which m 1s
from 0 to 3, p1s from O to 3, g 1s from O to 3, X and Y are
selected from the group consisting of an alkenyl group
having from 2 to 20, preferably 2 to 12, more preferably 2
to 8 carbon atoms, an epoxy group having from 2 to 20,
preferably 2 to 12, more preferably 2 to 8 carbon atoms, and
an alkoxysilyl group having from 1 to 20, preferably 1 to 12,
more preferably 1 to 8 carbon atoms.

The alkyl group for R', R* and R” is preferably selected
from the group consisting of methyl, ethyl, propyl, 1sopro-
pyl, n-butyl, sec-butyl, 1sobutyl, tert-butyl, pentyl, hexyl,
heptyl, 2,4.4-trimethylpentyl, 2-ethylhexyl, and octyl; the
alkenyl group 1s preferably selected from the group consist-
ing of vinyl, allyl, methallyl, 1,1-dimethylallyl, 1-butenyl,
2-butenyl, 1,3-pentadienyl, 1-hexenyl and 1-octenyl. The
epoxy group for R*, R* and R is preferably selected from
the group consisting of glycidoxyethyl, glycidoxypropyl,
glycidoxybutyl, 3,4-epoxycyclohexylethyl, 3,4-epoxycyclo-
hexylpropyl, 3.4-epoxynorbornenylethyl, 2-(3,4-epoxy-3-
methylcyclohexyl)-2-methylethyl. The trialkoxysilyl group
for R', R* and R’ is preferably selected from the group
consisting of trimethoxysilyl, triethoxysilyl, tripropoxysilyl,
tritsopropoxysilyl, tricyclopropyloxysilyl, tricyclohexylox-
ysilyl, dimethoxyethoxysilyl, and methoxydiethoxysilyl.

Especially preferred are the following compounds:

o\rN\I/o
)\/NTN\/K,
T

X
YT

O/\/
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NN OYNYO 0 N\ §
/\/O\)\/N\[(N\)\/O\/\p
O

CH,=—CH—

CH,

RT/’\ ~
C
O/’:}\“

I
C CH,—CH=CH,
N

|
fccz\\o

(CHy)3—>51(0CH;3);3
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-continued

Among the above, unsaturated cyclic 1socyanurates, tri-
allyl 1socyanurate and diallyl monoglycidyl 1socyanurate are
more preferable to be used in the present invention.

In the organopolysiloxane prepolymer, the reactant (a) 1s
present 1n an amount of from 40 to 75%, preferably from 45
to 70% by weight of the total amount of all reactants.
Reactant (b)

In the linear organchydrogensiloxane, at least one of R* to
R® is a hydrogen atom directly bonded to a silicon atom, at
least one of R* to R® is an aromatic group having from 6 to
20 carbon atoms, preferably from 6 to 14 carbon atoms,
more preferably phenyl, the others of R* to R® independently
from each other represent an alkyl group having from 1 to
20 carbon atoms, preferably from 1 to 8 carbon atoms, and
more preferably from 1 to 4 carbon atoms, such as methyl,
cthyl, n-propyl, and n-butyl, or represent an alkoxy group
having from 1 to 20 carbon atoms, preferably from 1 to 8
carbon atoms, and more preferably from 1 to 4 carbon
atoms, such as methoxy, ethoxy, n-propoxy, and n-butoxy.

In one embodiment, the index a 1n the general formula of
the reactant (b) 1s from 0.2 to 0.8, b 1s from 0.2 to 0.8, and
the sum of a+b 1s 1.

Preferably, the reactant (b) 1s selected from the group
consisting of
1,3-dimethyl-1,3-diphenyl-disiloxane,
3-(dimethylvinylsiloxy)-1,1,5,5-tetramethyl-3-phenyltrisi-

loxane,
3-(dimethylvinylsiloxy)-1,1,5,5-tetramethyl-3-methyltrisi-

loxane,
1,1,3,3-tetramethyl-disiloxane, 1,1,5,5-tetramethyl-3,3-di-
phenyltrisiloxane,
1,1,7,7-tetramethyl-3,5-diphenyltetrasiloxane,
1,1,9,9-tetramethyl-3,3,7-triphenylpentasiloxane,
1,1,11,11-tetramethyl-3,5,7,9-tetraphenylhexasiloxane,
1,1,3,3,5,3,7,7-octamethyltetrasiloxane, 1,1,3,3-tetrameth-
yldisiloxane, and combination thereof.

In the organopolysiloxane prepolymer, the reactant (b) 1s
present 1n an amount of from 235 to 60%, preferably from 30
to 55% by weight of the total amount of all reactants.

In one embodiment, the molar ratio of the ethylenically
unsaturated double bonds contained/in component (a) to the
hydrogen atom directly bonded to a silicon atom contained
in component (b) 1s from 2.2 to 5.0, preferably from 2.3 to
4.5, more preferably from 2.4 to 4.0.

While not wishing to be limited by theory, the molar ratio
of the ethylenically unsaturated double bonds contained 1n
component (a) to the hydrogen atom directly bonded to a
silicon atom contained 1 component (b) 1s 1mportant to
impart an excellent mechanical property to the product of
the curable composition according to the present invention
as will be detailed described below. If the molar ratio is
smaller than 2.2 or even about 1.0, the polyorganosiloxane
prepolymer may have a larger viscosity which results in a
poor workability. In addition, an excessively lower molar
ratio may deteriorate the mechanical properties of the final
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product, e.g. encapsulant used in LEDs. For example, if the
molar ratio 1s larger than 5.0, the excessive amount of
monomer will increase the risk of crack and delamination of

the encapsulant atter dry retlow operation.
Hydrosilylation Catalyst (I)

Hydrosilylation catalyst 1s known to add 1n the reaction
for the organopolysiloxane prepolymer according to the
present invention, all catalysts which are useful for the
addition of Si-bonded hydrogen onto aliphatically unsatu-
rated compounds can be used as the hydrosilylation catalyst
(I). Examples of such catalysts are compounds or complexes
ol precious metals comprising platinum, ruthenium, 1ridium,
rhodium and palladium, such as, for example, platinum
halides, platinum-olefin complexes, platinum-alcohol com-
plexes, platinum-alcoholate complexes, platinum-ether
complexes, platinum-aldehyde complexes, platinum-ketone
complexes, including reaction products ot H,PtCl,.6H,O
and cyclohexanone, platinum-vinylsiloxane complexes, 1n
particular platinum-divinyltetramethyldisiloxane complexes
with or without a content of detectable inorganically bonded
halogen, bis(y-picolin)-platinum dichlonde, trimethylene-
dipyridine-platinum dichloride, dicyclopentadiene-platinum
dichlonide, dimethylsulfoxide ethylene-platinum(II) dichlo-
ride and also reaction products of platinum tetrachloride
with olefin and primary amine or secondary amine or
primary and secondary amine, such as, for example, the
reaction product of platinum tetrachloride dissolved in
1-octene with sec-butylamine. In addition, complexes of
iridium with cyclooctadienes, such as, for example, y-di-
chlorobis(cyclooctadiene)-diiridium(I), can also be used 1n
the present imvention.

Preferably, the hydrosilylation catalyst (I) 1s a compound
or complex of platinum, preferably selected from the group
consisting of chloroplatimc acid, allylsiloxane-platinum
complex catalyst, supported platinum catalysts, methylvi-
nylsiloxane-platinum complex catalysts, reaction products
of dicarbonyldichloroplatinum and 2.4,6-triethyl-2,4,6-trim-
cthylcyclotrisiloxane, platinum divinyltetramethyldisilox-
ane complex, and the combination thereof, and most pret-
crably platinum-divinyltetramethyldisiloxane complexes.

The hydrosilylation catalyst (I) 1s used for preparing the
organopolysiloxane prepolymer according to the present
invention 1 an amount of 1 to 500 ppm, and preferably 2 to
100 ppm, calculated as the elemental precious metal, based
on the total weight of all reactants.

In one preferred embodiment, the organopolysiloxane
prepolymer 1s a reaction product of reactants comprising:

a) from 40 to 75%, preferably 45 to 70% by weight of

reactant (a),

b) from 25 to 60%, preterably 30 to 55% by weight of

reactant (b), and

¢) from 1 to 500 ppm, preferably 2 to 100 ppm of the

hydrosilylation catalyst (I) calculated as the elemental
precious metal contained therein,

wherein the percentages by weight and ppm are based on

the total weight of all reactants.

In another preferred embodiment, the organopolysiloxane
prepolymer has a Brookfield viscosity of from about 5 to 200
Pas, preterably about 20 to 100 measured at 25° C. using a
Brookfield DV2T digital viscometer with a spindle CPA-
>27Z at 1 rpm.

The Curable Organopolysiloxane Composition

Another aspect 1s directed to a curable organopolysilox-
ane composition, comprising:

(a) the organopolysiloxane prepolymer according to pres-

ent 1nvention,
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(b) an organopolysiloxane comprising at least two ethyl-
enically unsaturated double bonds in one molecule
represented by the average compositional formula (3):

1. (RORIOR!ISIO, 5)c(RI2Si0;,,)d(SiO 5 )e (3),

wherein

at least one of R” to R"* is an alkenyl group having from
2 to 20 carbon atoms, at least one of R” to R'® is an
aromatic group having from 6 to 20 carbon atoms, the
others of R” to R'* independently from each other
represent an alkyl group having from 1 to 20 carbon
atoms or an alkoxy group having from 1 to 20 carbon
atoms, from 15 to 65 mol % of R” to R'* in one
molecule of the organopolysiloxane are an aromatic
group having from 6 to 20 carbon atoms, from 1 to 50
mol % of R” to R'? in one molecule of the organop-
olysiloxane are an alkenyl group having from 2 to 20
carbon atoms, and the total mol % of R” to R'* in one
molecule of the organopolysiloxane 1s 100 mol %o,

¢ 1S from 0.1 t0 0.8, d 1s from 0.2 t0 0.9, e 1s from 0 to 0.2,
and the sum of c+d+e 1s 1,

(¢) a branched polyorganohydrogensiloxane having 1 to 3
hydrogen atoms directly bonded to a silicon atom in

one molecule represented by the average compositional
formula (4):

2. (RlSRMRlﬁSiOlﬂ)f(Rl5Sioaf2)g(SiO4fz)h (4),

wherein

at least one of R'® to R'® is a hydrogen atom directly
bonded to a silicon atom, at least one of R*® to R'® is
an aromatic group having from 6 to 20 carbon atoms,
the others of R'? to R'® independently from each other
represent an alkyl group having from 1 to 20 carbon
atoms or an alkoxy group having from 1 to 20 carbon
atoms,

1 1s from 0.1 t0 0.8, g 1s from 0.2 t0 0.9, h 1s from 0 to 0.3,
and the sum of {+g+h 1s

(d) a linear organohydrogensiloxane having at least one
hydrogen atom directly bonded to a silicon atom 1n one

molecule, represented by the average compositional
formula (5):

a.(R' ?RlSRIQSiouz)f(RmRmSiOzﬂ)j (5),

wherein

at least one of R'" to R*' is a hydrogen atom directly
bonded to a silicon atom, at least one of R'” to R*! is
an aromatic group having from 6 to 20 carbon atoms,
the others of R'” to R*' independently from each other
represent an alkyl group having from 1 to 20 carbon
atoms or an alkoxy group having from 1 to 20 carbon
atoms,

11s from 0.1 to 0.9, 7 1s from 0.1 to 0.9, and the sum of 1+

1s 1, and

(¢) a hydrosilylation catalyst (II).

Component (a)

The component (a) contained in the organopolysiloxane
composition 1s the organopolysiloxane prepolymer as dis-
cussed above.

The component (a) 1s preferably present in an amount of
from 1 to 60%, more preferably 3 to 50% by weight of the
total weight of all components.

Component (b)

The component (b) 1n the curable organopolysiloxane
composition 1s an organopolysiloxane comprising at least
two ethylenically unsaturated double bonds in one molecule
represented by the average compositional formula (3):

1. (RPRYRMSIO, 5)c(R¥Si05,5)d(Si0,5)e (3).
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In the curable organopolysiloxane composition according,
to the present invention, at least one of R” to R'* in the
component (b) 1s an alkenyl group having from 2 to 20,
preferably from 2 to 8 carbon atoms, at least one of R” to R~
1s an aromatic group having from 6 to 20 carbon atoms,
preferably from 6 to 14 carbon atoms, and the others of R’
to R'* independently from each other represent an alkyl
group having from 1 to 20 carbon atoms, preferably from 1
to 8 carbon atoms or an a. koxy group havmg from 1 to 20
carbon atoms, preferably from 1 to 8 carbon atoms.

Preferably, the alkenyl group for R” to R'* is selected

from the group consisting of vinyl, allyl, methallyl,
1,1-dimethylallyl, 1-butenyl, 2-butenyl, 1,3-pentadi-
enyl, 1-hexenyl and 1-octenyl. The alkyl group for R”
to R'* 1is selected from the group consisting of methyl,
cthyl, propyl, 1sopropyl, n-butyl, sec-butyl, 1sobutyl,
tert-butyl, pentyl, hexyl, heptyl, 2,4,4-trimethylpentyl,
2-ethylhexyl and octyl. The alkoxyl group for R” to
R'* is selected from the group consisting of methoxy,
cthoxy, propoxy, 1sopropoxy, cyclopropyloxy, and
cyclohexyloxy. The aromatic group for R” to R'* is
selected from the group consisting of phenyl, biphenyl,
1,2,3,4-tetrahydronaphthyl, naphthyl, anthryl, phenan-
thryl, and 9-fluorenyl.

In one molecule of the component (b) of the curable
organopolysiloxane composition, from 20 to 50 mol % of R”
to R'? is an aromatic group having from 6 to 20 carbon
atoms, preferably aromatic group having from 6 to 14
carbon atoms, and more preferably phenyl. From 3 to 30 mol
% of R” to R'* in one molecule of component (b) is alkenyl
group having from 2 to 20 carbon atoms, preferably alkenyl
group having from 2 to 8 carbon atoms, and more preferably
vinyl or allyl.

In the component (b) of the curable organopolysiloxane
composition according to the present invention, ¢ 1s prefer-
ably from 0.2 to 0.6, d 1s preferably from 0.3 to 0.8, more
preferably from 0.4 to 0.7, e 1s preferably from 0 to 0.1, and
the sum of c+d+e 15 1.

The component (b) of the present curable organopolysi-
loxane may be produced by the condensation reaction of at
least one aromatic alkoxysilane, at least one alkenyl alkox-
ysilane, and optionally a hydride terminated polydimethyl-
s1loxane.

The aromatic group i1n the aromatic alkoxysilane may
have from 6 to 20 carbon atoms, preferably from 6 to 12
carbon atoms. The alkenyl group in the alkenyl alkoxysilane
may have from 2 to 20 carbon atoms, preferably from 2 to
12 carbon atoms. The alkoxy group in the aromatic alkox-
ysilane and alkenyl alkoxysilane may have from 2 to 20
carbon atoms, preferably from 2 to 12 carbon atoms.

The aromatic alkoxysilane may be exemplified by phe-
nyltrimethoxysilane, diphenyldimethoxysilane, triphenyl-
methoxysilane, phenyltriethoxysilane, diphenyldiethoxysi-
lane, triphenylethoxysilane, phenyldimethoxymethylsilane,
phenylmethoxydimethylsilane, diphenylmethoxymethylsi-
lane, phenyldimethoxyethylsilane, phenylmethoxydiethylsi-
lane, and diphenylmethoxyethylsilane.

The alkenyl alkoxysilane may be exemplified by vinylt-
rimethoxysilane, divinyldimethoxysilane, trivinylmethox-
ysilane, vinyltriethoxysilane, divinyldiethoxysilane, trwlny-
lethoxysilane, vinyldimethoxymethylsilane,
vinylmethoxydimethylsilane, dlvmy methoxymethylsilane,
vinyldimethoxyethylsilane, vinylmethoxydiethylsilane,
divinylmethoxyethyls1  lane, vinyldiethoxymethylsilane,
vinylethoxydimethylsilane, divinylethoxymethylsilane,
vinyldiethoxyethylsilane, vinylethoxydiethylsilane, diviny-
lethoxydiethylsilane, allyltrimethoxysilane, diallyldime-
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thoxysilane, triallylmethoxysilane,
diallyldiethoxysilane,  triallylethoxysilane,
thoxymethylsilane, allylmethoxydimethylsilane, diallyl-
methoxymethylsilane, allyldimethoxyethylsilane, allyl-
methoxydiethylsilane, diallylmethoxyethylsilane,
allyldiethoxymethylsilane, allylethoxydimethylsilane, dial-
lylethoxymethylsilane,  allyldiethoxyethylsilane,  ally-
lethoxydiethylsilane, and diallylethoxydiethylsilane.

In addition, other aromatic alkoxysilane and alkenyl
alkoxysilane having higher alkoxy, for example, propoxy,
butoxy, hexoxy, and octoxy also can be used in the present
ivention.

The hydnde terminated polydimethylsiloxane may be
exemplified by hexamethyldisiloxane, octamethyltrisilox-
ane, decamethyltetrasiloxane, dodecamethylpenta-siloxane,
and tetradecamethylhexasiloxane.

In one particular embodiment, the component (b) of the
organopolysiloxane prepolymer according to the present
invention 1s a vinyl phenyl silicone resin produced by the
reaction ol a phenyltrimethoxysilane and a vinyldimethyl-
cthoxysilane 1n acidic condition or the reaction of a phenyl-
trimethoxysilane, a vinyldimethylethoxysilane and a
hydride terminated polydimethylsiloxane in acidic condi-
tion.

The component (b) 1s preferably present in an amount of
from 0.5 to 75%, more preferably from 1 to 70% by weight
of the total weight of all components.

Component (c)

The component (¢) of the curable organopolysiloxane
composition 1s a branched polyorganohydrogensiloxane
having 1 to 3 hydrogen atoms directly bonded to a silicon

atom 1n one molecule represented by the average composi-
tional formula (4):

allyltriethoxysilane,
allyldime-

1. (R13R14R15810lfz)f(Rlﬁs103;2)5,(810@;1 (4).

In the curable organopolysiloxane composition according,
to the present invention, at least one of R™ to R'® in the
component (¢) 1s a hydrogen atom directly bonded to a
silicon atom, at least one of R'” to R'© is an aromatic group
having from 6 to 20 carbon atoms, preferably from 6 to 14
carbon atoms, and the others of R'® to R'® independently
from each other represent an alkyl group having from 1 to
20 carbon atoms, preferably from 1 to 8 carbon atoms or an
alkoxy group having from 1 to 20 carbon atoms, preferably
from 1 to 8 carbon atoms.

Preferably, the alkyl group for R'® to R'° is selected from
the group consisting ol methyl, ethyl, propyl, 1sopropyl,
n-butyl, sec-butyl, 1sobutyl, tert-butyl, pentyl, hexyl, heptyl,
2.4 4-trimethylpentyl, 2-ethylhexyl, and octyl. The alkoxyl
group for R'> to R'® is selected from the group consisting of
methoxy, ethoxy, propoxy, 1sopropoxy, cyclopropyloxy, and
cyclohexyloxy. The aromatic group for R"™ to R'° is selected
from the group consisting of phenyl, biphenyl, 1,2,3.,4-
tetrahydronaphthyl, naphthyl, anthryl, phenanthryl, and
9-fluorenyl.

It 1s 1mportant for achieving a suilicient mechanical
property of the final cured product that the number of
hydrogen atoms directly bonded to a silicon atom (the
number of S1—H groups) 1n one molecule of the component
(c) are less than 4. I the number of the S1—H groups 1n one
molecule of the component (¢) 1s equal to or larger than 4,
cracks or delamination will occur 1n the cured product of the
composition after dry retlow.

In the component (¢) of the curable organopolysiloxane
composition according to the present invention, 1 1s from 0.1
to 0.8, preferably from 0.3 to 0.5, g 1s from 0.2 to 0.9,
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preferably from 0.3 to 0.8, more preferably form 0.4 to 0.7,
h 1s from O to 0.5, preferably from 0 to 0.2, and the sum of
f+g+h 15 1.

In one preferred embodiment of the present invention,
component (c) 1s selected from the group consisting of
hydride terminated methylhydrosiloxane-phenylmethylsi-
loxane copolymers, hydrnide terminated polydimethylphe-
nylsiloxanes, hydride terminated polyphenyl(dimethylsilox-
y)siloxanes, hydride terminated polydiphenylsiloxanes,
hydride terminated methyl hydrosiloxane-phenylmethylsi-
loxane copolymers, and combination thereof.

In another preferred embodiment of the present invention,
the molar ratio of the hydrogen atom directly bonded to a
s1licon atom contained in component (¢) to the alkenyl group

contained 1 component (b) 1s from 0.2 to 1.2, preferably
from 0.4 to 1.0.

The component (c) 1s preferably present in an amount of
from 10 to 40%, more preferably from 135 to 35% by weight
of the total weight of all components.

Component (d)

In component (d) of the curable organopolysiloxane com-
position according to the present invention, at least one of
R to R*' is a hydrogen atom directly bonded to a silicon
atom, at least one of R'’ to R*' is an aromatic group having
from 6 to 20 carbon atoms, preferably from 6 to 14 carbon
atoms, more preferably phenyl, the others of R'’ to R*'
independently from each other represent an alkyl group
having from 1 to 20 carbon atoms, preferably from 1 to 8
carbon atoms, and more preferably from 1 to 4 carbon
atoms, such as methyl, ethyl, n-propyl, and n-butyl, or
represent an alkoxy group having from 1 to 20 carbon atoms,
preferably from 1 to 8 carbon atoms, and more preferably
from 1 to 4 carbon atoms, such as methoxy, ethoxy,
n-propoxy, and n-butoxy.

In one embodiment, the index 1 1n the general formula of
the component (d) 1s from 0.2 to 0.8, 1 1s from 0.2 to 0.8, and
the sum of 1+ 15 1.

Preferably, the component (d) 1s selected from the group
consisting of
1,3-dimethyl-1,3-diphenyl-disiloxane,
3-(dimethylvinylsiloxy)-1,1,5,5-tetramethyl-3-phenyltrisi-

loxane,
3-(dimethylvinylsiloxy)-1,1,5,5-tetramethyl-3-methyltrisi-

loxane,
1,1,3,3-tetramethyl-disiloxane,
phenyltrisiloxane,
1,1,7,7-tetramethyl-3,5-diphenyltetrasiloxane,
1,1,9,9-tetramethyl-3,5,7-triphenylpentasiloxane,
1,1,11,11-tetramethyl-3,5,7,9-tetraphenylhexasiloxane,
1,1,3,3,5,5,7,7-octamethyltetrasiloxane, 1,1,3,3-tetrameth-
yldisiloxane, and combination thereof.

In the curable organopolysiloxane composition, the com-
ponent (d) 1s preferably present 1n an amount of from 1 to
25%, more preferably from 5 to 20% by weight of the total
amount of all components.

In one preferred embodiment of the present invention, the
molar ratio of the hydrogen atom directly bonded to a silicon
atom (S1—H group) contained 1n components (¢) and (d) to
the alkenyl group (e.g. vinyl, allyl, etc) contained in com-
ponents (a) and (b) 1s from 0.5 to 2.0, preferably from 0.8 to
1.5.

Such a range ol molar ratio of the Si—H groups to the
alkenyl groups will result in a good mechanical property of
the final cured product. If the molar ratio 1s not 1n such range,
the silicone material will easily crack and delaminate after
dry retlow.

1,1,3,5-tetramethyl-3,3-d1-
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Hydrosilylation Catalyst (1I)

Hydrosilylation catalyst 1s also add in the curable orga-
nopolysiloxane composition so that the composition can be
cured under elevated temperature. According to the present
invention, all catalysts which are useful for the addition of
Si1-bonded hydrogen onto aliphatically unsaturated com-
pounds can be used as hydrosilylation catalyst (II).
Examples of such catalysts are compounds or complexes of
precious metals comprising platinum, ruthenium, iridium,
rhodium and palladium, such as, for example, platinum
halides, platinum-olefin complexes, platinum-alcohol com-
plexes, platinum-alcoholate complexes, platinum-ether
complexes, platinum-aldehyde complexes, platinum-ketone
complexes, including reaction products of H,PtCl,.6H,O
and cyclohexanone, platinum-vinylsiloxane complexes, 1n
particular platinum-divinyltetramethyldisiloxane complexes
with or without a content of detectable inorganically bonded
halogen, bis(y-picolin)-platinum dichloride, trimethylene-
dipyridine-platinum dichloride, dicyclopentadiene-platinum
dichloride, dimethylsulifoxide ethylene-platinum(II) dichlo-
ride and also reaction products of platinum tetrachloride
with olefin and primary amine or secondary amine or
primary and secondary amine, such as, for example, the
reaction product of platinum tetrachloride dissolved in
1-octene with sec-butylamine. In addition, complexes of
iridium with cyclooctadienes, such as, for example, p-di-
chlorobis(cyclooctadiene)-diiridium(I), can also be used 1n
the curable composition.

Preferably, the catalyst 1s a compound or complex of
platinum, preferably selected from the group consisting of
chloroplatinic acid, allylsiloxane-platinum complex cata-
lyst, supported platinum catalysts, methylvinylsiloxane-
platinum complex catalysts, reaction products of dicarbo-
nyldichloroplatinum and 2.4,6-trniethyl-2,4,6-
trimethylcyclotrisiloxane, platinum
divinyltetramethyldisiloxane complex, and the combination
thereolf, and most preferably platinum-divinyltetramethyld-
1siloxane complexes.

The hydrosilylation catalyst (II) 1s used for preparing the
curable organopolysiloxane composition according to the
present invention preferably in an amount o1 0.1 to 100 ppm,
and more preferably 0.5 to 50 ppm, calculated as the
clemental precious metal, based on the total weight of all
reactants.

Besides the components as described above, the curable
organopolysiloxane composition may also optionally com-
prise additional components. Examples of the additional
components include, but are not limited to a curing retarder,
a viscosity regulating agent, an adhesion promoter, an anti-
oxidant/thermostabilizer, a light stabilizer, a filler, a plasti-
cizer, a dye, a pigment, a reaction inhibitor, and combination
thereof.

The curing retarder may be added to the components to
control the curing reaction, and may be selected from the
group consisting of aliphatic unsaturated compounds,
organic phosphorous compounds, organic sulfur com-
pounds, nitrogen-containing compounds, tin compounds,
organic peroxides, and combination thereof, and more pret-
crably 1s selected from 2,4,6,8-tetramethyl-2,4,6,8-tetravi-
nylcyclotetrasiloxane, 3-methyl butynol, 1-ethynylcyclo-
hexanol, benzotiazol, tert-butyl hydroperoxide. The curing
retarders which can be used for the curable organopolysi-
loxane composition are preferably present in an amount of
from 0.1 to 1000 mols, more preferably from 1 to 50 mols
per mol of the hydrosilylation catalyst (1I).

Non-limiting examples of the viscosity regulating agent
useiul in the curable organopolysiloxane composition are
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linear, cyclic, network-type organopolysiloxanes, and
organic solvents well known to a person skilled 1n the art.
The specific selection of the viscosity regulating agent will
depend on the practical need, and will be easily determined
by a skilled artisan.

Non-limiting examples the adhesion promoter useful 1n
the curable organopolysiloxane composition are silane cou-
pling agents, organosilicon compounds contaimng SiH
groups, alkenyl groups, alkoxysilyl groups and epoxy
groups, 1socyanurate compounds, and combination thereof,
and more preferably selected from vinyltrimethoxysilane,
3-glycidoxypropyl trimethoxysilane, 3-methacryloxypropyl
triethoxysilane, N-phenyl-3-aminopropyltrimethoxysilane,
bis(triethoxysilylpropyl)tetrasulfide, tris-(trimethoxysilyl-
propylisocyanurate, monoallyldiglycidylisocyanurate, and
combination thereof. The adhesion promoter 1s preferably
present in an amount of from less than 10%, more preferably
less than 3% by weight of all components.

The antioxidant or thermostabilizer useful 1n the curable
organopolysiloxane composition includes but 1s not limited
to hindered phenols, phosphites, thioethers, and the
examples are tris(3,5-di-tert-butyl-4-hydroxybenzyl Jisocya-
nurate, octadecyl 3-(3,5-di-tert-butyl-4-hydroxyphenyl )pro-
pionate, 1,3,5-trimethyl-2,4,6-tr1s(3,5-d1-tert-butyl-4-hy-
droxybenzyl)benzene, tris(2,4-di-tert-butylphenyl)
phosphite, 2.,2'-methylenebis(4,6-di-tert-butyl-phenyl)-2-
cthylhexylphosphite, 2,2-bis[[3-(dodecylthio)-1-
oxopropoxy |methyl]propane-1,3-diyl, bis[3-(dodecylthio)
propionate], di(tridecyl)-3,3'-thiodipropionate, and
combination thereof.

If present, the antioxidant 1s used 1n the curable organo-
polysiloxane composition preferably 1 an amount of 10 to

10,000 ppm, more preferably from 100 to 1,000 ppm, based
on the total amount of all components of the curable
organopolysiloxane composition.

The light stabilizer useful 1n the curable organopolysilox-
ane composition includes but 1s not limited to hindered
amine light stabilizers and ultraviolet absorbents, and the
examples are 2-(5-chloro-2H-benzotriazol-2-yl)-6-tert-bu-
tyl-4-methylphenol, 2,2'-dihydroxy-4,4'-dimethoxybenzo-
phenone, tetrakis(2,2,6,6-tetramethyl-4-piperidyl)butane-1,
2.3 4-tetracarboxylate, bis(2,2,6,6-tetramethyl-4-piperidyl)
sebacate, and combination thereof.

If present, the light stabilizer i1s preferably used in the
curable organopolysiloxane composition 1n an amount of 10
to 10,000 ppm, more preferably from 100 to 1,000 ppm,
based on the total amount of all components of the curable
organopolysiloxane composition.

Fillers may also be comprised in the curable organopoly-
siloxane composition, and may be selected from the group
consisting of finely divided silica, calctum carbonate, quartz
powder, aluminum hydroxide, zirconium silicate, diatoma-
ceous earth, titanium dioxide, and combination thereof.

If present the preferred reaction inhibitor 1s an c.-acety-
lenic alcohol, and more preferably selected from the group
consisting of 1-ethynyl-1-cyclopentanol; 1-ethynyl-1-cyclo-
hexanol; 1-ethynyl-1-cycloheptanol; 1-ethynyl-1-cycloocta-
nol,  3-methyl-1-butyn-3-ol; 3-methyl-1-pentyn-3-ol;
3-methyl-1-hexyn-3-0l; 3-methyl-1-heptyn-3-ol; 3-methyl-
1-octyn-3-0l; 3-methyl-1-nonyl-3-ol; 3-methyl-1-decyn-3-
ol; 3-methyl-1-dodecyn-3-ol; 3-ethyl-1-pentyn-3-ol;
3-ethyl-1-hexyn-3-0l; 3-ethyl-1-heptyn-3-0l; 3-butyn-2-ol;
1-pentyn-3-0l; 1-hexyn-3-ol; 1-heptyn-3-ol; 5-methyl-1-
hexyn-3-ol;  3,5-dimethyl-1-hexyn-3-0l;  3-1sobutyl-5-
methyl-1-hexyn-3-ol; 3.4,4-trimethyl-1-pentyn-3-ol;
3-ethyl-5-methyl-1-heptyn-3-ol; 4-ethyl-1-octyn-3-ol, 3,7,
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11-trimethyl-1-dodecyn-3-0l; 1,1-diphenyl-2-propyn-1-ol;
9-ethynyl-9-fluorenol and combination thereof.

If present, the reaction inhibitor 1s used 1n the curable
organopolysiloxane composition preferably in an amount
from 0.1 to 10%, more preferably from 0.5 to 5% by weight,
based on the total amount of all components of the curable
organopolysiloxane composition.

In one preferred embodiment of the present invention, the
curable organopolysiloxane composition may comprise:

(a) 1 to 60%, more preferably 3 to 50% by weight of the
component (a);

(b) 0.5 to 75%, more preferably 1 to 70% by weight of
component (b);

(c) 10 to 40%, preferably 15 to 33% by weight of
component (C);

(d) 1 to 25%, preterably 5 to 20% by weight of component
(d);

(¢) 0.1 to 100 ppm, and preferably 0.5 to 50 ppm by
weight, calculated as the elemental precious metal of
the hydrosilylation catalyst (I1I); and

(1) optionally, 0.1 to 10%, preferably from 0.5 to 3% by
welght of an reaction inhibitor,

wherein the percentages by weight and ppm are based on
the total weight of all components.

In another aspect, the present invention also provides a
cured product obtained from the curable organopolysiloxane
composition as described above.

According to the present invention, the organopolysilox-
ane prepolymer, the curable organopolysiloxane composi-
tion or the cured product can be used 1n the manufacturing
of optical devices, especially light emitting materials, e.g.
LEDs applied for instance in general lighting equipment,
backlight of mobile phone, tablets, PC, or TV, and light

source for automotive. Others uses includes coating, die
attach and reflector for LED.

The cured products of the present invention provide
excellent properties 1n heat/UV stability, mechanical prop-
erty and transparency, and thus 1s suitable to be used as an
encapsulant for LED:s.

The following examples are imtended to assist one skilled
in the art to better understand and practice the present
invention. The scope of the mvention 1s not limited by the
examples but 1s defined 1n the appended claims. All parts and
percentages are based on weight unless otherwise stated.

EXAMPLES

Materials
Triallyl 1socyanurate: available from Sinopharm Chemi-
cal Reagent Co., Ltd.;

1,1,3,5-tetramethyl-3,3-diphenyl-trisiloxane:  available
from Gelest;
Platinum-divinyltetramethyldisiloxane complex: SIP

6832.2, 2.0-2.3% platinum concentration 1n cyclic methyl-
vinylsiloxanes, CAS: 68585-32-0, available from Gelest;
PtO,: available from Sinopharm Chemical Reagent Co.,
[td;
Phenyltrimethoxysilane:
Chemical Reagent Co., Ltd;
Vinyldimethylethoxysilane: available from Sinopharm
Chemical Reagent Co., Ltd;
Hexamethyldisiloxane:
Chemical Reagent Co., Ltd;
KM-392: [H(CH;),510, 5] 67[(Ph,510, 5] 53, @ hydride
phenyl silicone chain extender, available from Kemi-works
Company;

available from Sinopharm

available from  Sinopharm
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3,5-dimethyl-1-hexyn-3-ol: inhibitor, available from J&K
Company;
MV1-154: [VI(CH;),510, 56 14l (CH3)2510, 56 45

[(Ph,S10, ], 14[PhS105 5], -4, @ vinyl phenyl silicone resin,
available from AB Silicone Company;

Syl-off 7028: [(CH,);S10, ], os[(HCH;S10,,, ], o5, avail-
able from Dow Corning Company, S1—H %=16 mmol/g;

D4H: (HCH;510),, available from J&K Company, S1—H
%=16 mmol/g; and

245PT: phenyltris(dimethylsiloxy)silane, CAS: 18027-
45-7, available from Sinopharm Chemical Reagent Co., Ltd.
Testing Method

The Brookfield viscosity (in Pas) was measured at 25° C.
using a Brookiield DV2T digital viscometer with a spindle

CPA-527 at 1 rpm.

The Preparation of the Organopolysiloxane Prepolymer
Prepolymer 1

Inal L glass reactor, 134 g triallyl 1socyanurate, 100.0 g
1,1,5,5-tetramethyl-3,3-diphenyl-trisiloxane, and platinum-
divinyltetramethyldisiloxane complex as a catalyst with the
platinum content being controlled at 100 ppm (by weight)
were sutliciently stirred and mixed. The mixture was heated
under 100° C. for 24 hours. The obtained prepolymer
designated as prepolymer 1 was clear with Brookfield vis-
cosity of 90 Pa-s at 25° C., and the allyl group content of the
prepolymer 1s 4.36 mmol/g.
Prepolymer 2

In a 1 L glass reactor, 145 g triallyl 1socyanurate, 100 g
1,1,3,5-tetramethyl-3,3-diphenyl-trisiloxane, and 0.5 plati-
num-divinyltetramethyldisiloxane complex as a catalyst
with the platinum content being controlled at 50 ppm (by
weight) were stirred and mixed. The mixture was heated
under 150° C. for 8 hours, then filtrated 1t to remove PtO,.
The obtained prepolymer designated as prepolymer 2 was
clear with Brookfield viscosity of 25 Pas at 25° C., and the
allyl content of the prepolymer 1s 4.6 mmol/g.
The Preparation of the Component (b)—Vinyl Phenyl Sili-
cone Resin (VPSR)
VPSR-L1

250 Kg phenyltrimethoxysilane, 64.4 Kg vinyldimethyl-
cthoxysilane, 32.2 Kg hexamethyldisiloxane, 120 Kg tolu-
ene and 58 Kg 0.1M HCI aqueous solution were pumped
into a 500 L glass reactor under stirring 1n this order. The
mixture was heated by o1l bath up to 63° C. and kept for 4
hours. Then the volatiles were evacuated from the mixture
and a vinyl phenyl silicone resin designated as VPSR-L1
was obtained. The vinyl content of the vinyl phenyl silicone
resin 1s 2 mmol/g.
VPSR-L2

63.72 Kg phenyltrimethoxysilane, 10.38 Kg vinyldim-
cthylethoxysilane, 31.50 Kg toluene and 14.04 Kg 0.1M
HC1 aqueous solution were pumped 1nto a 50 L glass reactor
under stirring 1n this order. The mixture was heated by oil
bath up to 65° C. and kept for 4 hours. Then the volatiles
were evacuated from the mixture and a vinyl phenyl silicone
resin designated as VPSR-L1 was obtained. The vinyl
content of the vinyl phenyl silicone resin 1s 1.6 mmol/g.
The Preparation of the Component (¢)—Hydrogen Phenyl
Silicone Resin (HPSR)
HPSR-1

130 Kg phenyltrimethoxysilane, 29 Kg tetramethyldisi-
lane, 47 Kg toluene and 28 Kg 0.1M HCI aqueous solution
were pumped 1nto a 5300 L glass reactor under stirring in this
order. The mixture was heated by o1l bath up to 65° C. and
kept for 4 hours. Then the volatiles were evacuated from the
mixture and a vinyl phenyl silicone resin designated as
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HPSR-1 was obtained. The hydrogen content of the hydro-
gen phenyl silicone resin 1s 3 mmol/g.
HPSR-2

130 Kg phenyltrimethoxysilane, 18.2 Kg tetramethyldisi-
lane, 13.5 Kg hexamethyldisiloxane, 47 Kg toluene and 28
Kg 0.1M HCI aqueous solution were pumped into a 500 L
glass reactor under stirring in this order. The mixture was
heated by o1l bath up to 65° C. and kept for 4 hours. Then
the volatiles were evacuated from the mixture and a vinyl
phenyl silicone resin designated as HPSR-2 was obtained.
The hydrogen content of the hydrogen phenyl silicone resin
1s 1.86 mmol/g.

The Preparation of the Curable Organopolysiloxane
Composition

Example 1

11.75 g Prepolymer 1, 41.48 g VPSR-L2, 19.58 g HPSR-
1, 5.50 g KM-392, 0.0071 g SIP6832.2, and 0.0805 g
3,5-dimethyl-1-hexyn-3-0l were mixed together by a DAC-
300 Speedmixer manufactured by FlackTek Inc. at 1,000
rpm for 1 min and then 2,000 rpm for 2 min, and then the
mixture was degassed, and cured at 80° C. for 1 h and then
at 150° C. for 5 h. The ratio of Si—H groups to alkenyl
groups was kept at 0.8.

Example 2

37.59 g Prepolymer 1, 0.87 g VPSR-L2, 27.40 g HPSR-1,

12.45 ¢ KM-392, 0.0071 g SIP6832.2, and 0.0805 g 3,5-

dimethyl-1-hexyn-3-0l were mixed together by a Speed-
mixer at 1,000 rpm for 1 min and then 2,000 rpm for 2 min,

and then the mixture was degassed, and cured at 80° C. for
1 h and then at 150° C. for 5 h. The ratio of S1i—H groups

to alkenyl groups was kept at 1.0.

Example 3

3.92 g Prepolymer 1, 51.59 g VPSR-L2, 11.75 g HPSR-1,
11.05 ¢ KM-392, 0.0071 g SIP6832.2, and 0.0805 g 3,5-
dimethyl-1-hexyn-3-0l were mixed together by a Speed-
mixer at 1,000 rpm for 1 min and then 2,000 rpm for 2 min,
and then the mixture was degassed, and cured at 80° C. for
1 h and then at 150° C. for 5 h. The ratio of Si—H groups

to alkenyl groups was kept at 1.0.

Example 4

11.75 g Prepolymer 2, 37.66 g VPSR-L2, 19.58 g HPSR-
1, 9.33 ¢ KM-392, 0.0071 g SIP6832.2, and 0.0805 g
3,5-dimethyl-1-hexyn-3-o0l were mixed together by a Speed-
mixer at 1,000 rpm for 1 min and then 2,000 rpm for 2 min,
and then the mixture was degassed, and cured at 80° C. for
1 h and then at 150° C. for 5 h. The ratio of S1i—H groups
to alkenyl groups was kept at 1.0.

Example 5

11.75 g Prepolymer 2, 36.29 ¢ VPSR-L1, 19.58 ¢ HPSR-
1, 10.69 g KM-392, 0.0071 g SIP6832.2, and 0.0805 g
3,5-dimethyl-1-hexyn-3-0l were mixed together by a Speed-
mixer at 1,000 rpm for 1 min and then 2,000 rpm for 2 min,
and then the mixture was degassed, and cured at 80° C. for
1 h and then at 150° C. for 5 h. The ratio of S1i—H groups

to alkenyl groups was kept at 1.0.
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Example 6

11.75 g Prepolymer 2, 33.19 g VPSR-L1, 19.58 g HPSR-
1, 13.79 g KM-392, 0.0071 g SIP6832.2, and 0.0805 g
3,5-dimethyl-1-hexyn-3-0l were mixed together by a Speed-
mixer at 1,000 rpm for 1 min and then 2,000 rpm for 2 min,
and then the mixture was degassed, and cured at 80° C. for

1 h and then at 150° C. for 5 h. The ratio of S1—H groups
to alkenyl groups was kept at 1.0.

Comparative Example 1

1.50 g triallyl isocyanurate, 71.35 g MVT-154, 499 ¢
Syl-oil 7028, 2.07 g 245PT, 0.0071 g SIP6832.2, and 0.0805
g 3,5-dimethyl-1-hexyn-3-0l were mixed together by a
Speedmixer at 1,000 rpm for 1 min and then 2,000 rpm for

2 min, and then the mixture was degassed, and cured at 80°
C. for 1 h and then at 150° C. for 5 h.

Comparative Example 2

1.50 ¢ triallyl 1socyanurate, 71.35 g MVT-154, 4.99 ¢
D4H, 2.07 g 245PT, 0.0071 g SIP6832.2, 0.0805 g 3,5-
Dimethyl-1-hexyn-3-o0l were mixed together by a Speed-
mixer at 1,000 rpm for 1 min and then 2,000 rpm for 2 min,

and then the mixture was degassed, and cured at 80° C. for
1 h and then at 150° C. for 5 h.
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Then the LED cups were placed into a hot oven at 80° C.
for 1 hour and then 130° C. for 2 hours. The heated LED
cups were subjected to being reflowed at around 260° C. for
3 times. After the reflow treatment, the post-reflow cracking
resistance of LED cups was visually inspected for cracks
and delamination.

During the mitial cracking resistance, 11 the appearance of
the LED cups encapsulated by the curable organopolysilox-
ane compositions in the examples was transparent, no
delamination and no cracking by visual inspection, the
product would be evaluated as “good”. I 1t showed hazy,
delamination or cracks, the product would be evaluated as
“poor” and not suitable to be used in the manufacturing of

LED cups.

During the post-reflow cracking resistance, 1f the appear-
ance of the LED cups after dry retlow showed no delami-
nation, and no more than 3 samples (20 1n total) had cracks
by visual mspection, the product would be evaluated as

“000d”. I1 1t showed delamination or more than 3 samples
(20 1n total) had cracks after visual inspection, the product
would be evaluated as “poor” and not suitable to be used 1n
the manufacturing of LED cups.

The above properties of Examples 1 to 6 and Comparative

Examples 1 and 2 were tested, and the results are summa-
rized in Table 1.

TABL.

1

(Ll

Testing results

Test Item Example 1  Example 2

Transparency 8&% 8&%
@400 nm
(1nitial)
Transparency
@400 nm
(at 150° C. for

1000 h)
Initial cracking
resistance
Post-reflow
cracking

resistance
(cracked/total)

849 85%

ogood Good

No No

0/20%* 1/20

Example 3

89%

849%

good

No
delamination delamination delamination delamination delamination delamination delamination delamination
0/20

Comparative Comparative

Example 4  Example 3  Example 6 example 1 Example 2

8&%% 8&%% 8&%% 89% 89%

83% 84%% 83% 84% 83%

good good good poor (hazy) good

No No No No No

0/20 2/20 1/20 10/20 5/20

Cracked/total: the mumber of cracked LED cups to the total number of the tested LED cups. For example 0/20 means that none of 20 tested LED cups 1n total

was found cracking during the test.

Evaluation
Testing Methods:
The 1nitial transparency and aged transparency (at 150° C.

for 1000 h) were measured by an UV-Visible spectrum
analyzer Lambda 650S manufactured by PerkinElmer Cor-
poration. The transmittance was measured for the range
from 300 nm to 800 nm, and the value at 400 nm was
recorded as the transparency.

The cracking and delamination resistance was measured
by the method described as below:

LED cups with type 3528 commercially available from
Boluo Leadirame Company were first placed into a hot oven
at 100° C. for 2 hours, and then the heated LED cups were
treated by plasma using PDC-210 plasma cleaner under 50
W for 30 seconds.

The products of Examples 1 to 6 and Comparative
Examples 1 and 2 were dropped into 20 LED cups prepared
above for each example via a dispenser (Nordson Company,
EFD Ultimus I). The imitial cracking resistance of LED cups
was visually mnspected for cracks and delamination.

50

55

60

65

As shown 1n Table 1, all of the cured products prepared
from Examples 1 to 6 exhibited excellent performance 1n
both 1mitial and aged transparency, initial cracking resistance
and post-reflow cracking resistance.

Also, 1t can be found in Table 1 that the cured product
prepared from Comparative Example 1 did not possess
either a good initial cracking (haziness) or a good post-
reflow cracking resistance (10 o1 20 LED cups cracked). The
products from Comparative Example 2 exhibited an unsat-
1sfactory post-reflow cracking resistance since 5 of 20 LED
cups were cracking after the retlow treatment, although other
properties of the products were acceptable.

Therefore, 1t was demonstrated that the preparation of the
organopolysiloxane prepolymer according to the present
invention facilitated to the performance of cured encapsu-
lants and 1n turn improved the properties of the LED cups.

It 1s also believed that the use of the branched polyor-
ganohydrogensiloxane having 1 to 3 Si—H groups 1n one
molecule for the curable organopolysiloxane composition
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contributed to the excellent performance of the cured prod-
uct encapsulating the LED cups. As shown in the compara-
tive examples, the compositions containing a component
having 4 or more S1i—H groups 1n one molecule deteriorated
the mechanical properties of the cured products.

These and other modifications and variations of the pres-
ent 1nvention may be practiced by those of ordinary skill 1n
the art, without departing from the spirit and scope of the
present invention. In addition, 1t should be understood that
aspects of the various embodiments may be interchanged
both 1n whole or 1n component. Furthermore, those of
ordinary skill 1n the art will appreciate that the foregoing
description 1s by way of example only, and 1s not intended
to limit the 1nvention so turther described i such appended
claims.

What 1s claimed 1s:
1. A curable organopolysiloxane composition, compris-
ng:
(a) an organopolysiloxane prepolymer being a reaction
product of reactants comprising:
(1) a cyclic 1socyanurate having two or more ethyleni-
cally unsaturated double bonds which is represented
by formula (1)

(1)

0O
R )‘L Ry,
N~ "
0)\1{1)\0

R3

wherein
R', R* and R’ independently from each other represent
an alkyl group having from 1 to 20 carbon atoms, an
aromatic group having from 6 to 20 carbon atoms, a
monovalent organic group represented by —(CH,), .
—X or —(CH,),—0—(CH,)_—Y, in which
m 1s from O to 3, p 1s from 0 to 3, g 1s from O to 3, X
and Y are selected from the group consisting of an
alkenyl group having from 2 to 20 carbon atoms, an
epoxy group having from 2 to 20 carbon atoms, and
a trialkoxysilyl group having from 1 to 20 carbon
atoms independently for each alkoxy group; and
at least two of R', R® and R” contain an ethylenically
unsaturated double bond,
(2) a linear organohydrogensiloxane having at least one
hydrogen atom directly bonded to a silicon atom 1n one

molecule, represented by the average compositional
formula (2):

R*FRZRSIO| ),(R'RSiO, 1), (2),

wherein
at least one of R* to R® is a hydrogen atom directly
bonded to a silicon atom, at least one of R* to R® is
an aromatic group having from 6 to 20 carbon atoms,
the others of R* to R® independently from each other
represent an alkyl group having from 1 to 20 carbon
atoms or an alkoxy group having from 1 to 20 carbon
atoms, a 1s from 0.1 to 0.9, b 1s from 0.1 to 0.9, and
the sum of a+b 1s 1; and
(3) an hydrosilylation catalyst (1),
wherein the molar ratio of the ethylenically unsaturated
double bonds contained 1n component (a) to the hydro-
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gen atom directly bonded to a silicon atom contained 1n
component (b) 1s from 2.2 to 3.0,

(b) an organopolysiloxane comprising at least two ethyl-
enically unsaturated double bonds in one molecule
represented by the average compositional formula (3):

(RPR'PRMSi0/5) (R*Si03/)4(Si0412)e (3)

wherein

at least one of R” to R"* is an alkenyl group having from
2 to 20 carbon atoms, at least one of R” to R'# is an
aromatic group having from 6 to 20 carbon atoms, the
others of R” to R'® independently from each other
represent an alkyl group having from 1 to 20 carbon
atoms or an alkoxy group having from 1 to 20 carbon
atoms, from 15 to 65 mol % of R” to R'* in one
molecule of the organopolysiloxane are an aromatic
group having from 6 to 20 carbon atoms, from 1 to 50
mol % of R” to R'* in one molecule of the organop-
olysiloxane are an alkenyl group having from 2 to 20
carbon atoms, and the total mol % of R” to R'* in one
molecule of the organopolysiloxane 1s 100 mol %,

c 1s from 0.1 to 0.8, d 1s from 0.2 to 0.9, e 1s from 0 to0 0.2,
and the sum of c+d+e 1s 1,

(¢) a branched polyorganohydrogensiloxane having 1 to 3
hydrogen atoms directly bonded to a silicon atom in

one molecule represented by the average compositional
formula (4):

(RPRMRIPSIO,5) ARM81035),(Si042), (4)

wherein

at least one of R"* to R'® is a hydrogen atom directly
bonded to a silicon atom, at least one of R*® to R'® is
an aromatic group having from 6 to 20 carbon atoms,
the others of R'> to R'® independently from each other
represent an alkyl group having from 1 to 20 carbon
atoms or an alkoxy group having from 1 to 20 carbon
atoms, 11s from 0.1 t0 0.8, g 1s from 0.2 t0 0.9, h 1s from
0 to 0.5, and the sum of f+g+h 15 1;

(d) a linear organohydrogensiloxane having at least one
hydrogen atom directly bonded to a silicon atom in one

molecule, represented by the average compositional
formula (3):

(RRPRYSIO;5),(R*PR*Si0,5); (3),

wherein

at least one of R'" to R*' is a hydrogen atom directly
bonded to a silicon atom, at least one of R'” to R*! is
an aromatic group having from 6 to 20 carbon atoms,
the others of R'” to R*" independently from each other
represent an alkyl group having from 1 to 20 carbon
atoms or an alkoxy group having from 1 to 20 carbon
atoms, 1 1s from 0.1 t0 0.9, j 1s from 0.1 to 0.9, and the
sum of 147 1s 1, and

(¢) a hydrosilylation catalyst (II).

2. The curable organopolysiloxane composition according,
to claim 1, wherein component (a) 1s present 1n an amount
of from 5 to 25% by weight of the total weight of all
components.

3. The curable organopolysiloxane composition according
to claim 1, wherein from 20 to 50 mol % of R” to R** in one
molecule of component (b) 1s an aromatic group having
from 6 to 20 carbon atoms.

4. The curable organopolysiloxane composition according,
to claim 1, wherein from 5 to 30 mol % of R” to R** in one
molecule of component (b) 1s alkenyl group having from 2
to 20 carbon atoms.
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5. The curable organopolysiloxane composition according
to claim 1, wherein component (b) 1s present 1n an amount
of from 5 to 80% by weight of the total weight of all
components.

6. The curable organopolysiloxane composition according
to claam 1, wherein the component (c) 1s present in an
amount of from 1 to 50% by weight of the total weight of all
components.

7. The curable organopolysiloxane composition according,
to claim 1, wherein in component (d), 11s a positive number
of from 0.2 to 0.6, 1 1s a positive number of from 0.4 to 0.8,
and the sum of 147 1s 1.

8. The curable organopolysiloxane composition according,
to claim 1, wherein the molar ratio of the hydrogen atom
directly bonded to a silicon atom contained in component (d)
to the alkenyl group contained 1n component (b) 1s from 0.5
to 1.2.

9. The curable organopolysiloxane composition according
to claim 1, wherein the amount of component (d) 1s from 1
to 40% by weight of the total amount of all components.

10. An optical device comprising the curable organopoly-
siloxane composition according to claim 1.

11. A cured product of the curable organopolysiloxane
composition according to claim 1.

12. A light emitting material comprising the cured product
according to claim 11.

13. An optical device comprising the cured product
according to claim 11.
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